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(57) A catalyst-adsorbent for purification of exhaust 
gases, comprising a monolithic carrier and a catalyst- 
adsorbent layer formed thereon, the catalyst-adsorbent 
layer comprising a catalyst for conversion of the carbon 
monoxide, hydrocarbons and nitrogen oxides emitted 
from internal combustion engines and an adsorbent for 
the hydrocarbons emitted during the cold start of said 
engines, the catalyst being composed mainly of catalyst 
particles each comprising a heat-resistant inorganic 
oxide and at least one noble metal selected from Pt, Pd 
and Rh, loaded thereon, the catalyst containing at least 
catalyst particles each comprising a heat-resistant inor- 
ganic oxide and 2-30% by weight, based on said oxide, 
of Pd loaded thereon, the adsorbent comprising adsorb- 
ent particles composed mainly of zeolite. 
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Description 

Background of the Invention and the Related Art 

s The present invention relates to a catalyst-adsorbent for purification of exhaust gases and a method for purification 
of exhaust gases using the catalyst-adsorbent. More particularly, the present invention relates to a catalyst-adsorbent 
for purification of exhaust gases, capable of effectively purifying harmful substances present in exhaust gases, particu- 
larly hydrocarbons generated in a large amount during the cold start of engine, as well as to a method for purification 
of exhaust gases using the catalyst-adsorbent. 

10 Various catalysts have heretofore been proposed for purification of harmful components [e.g. hydrocarbons (HC), 
carbon monoxide (CO) and nitrogen oxides (NOJ] present in exhaust gases emitted from automobiles, etc. For exam- 
ple, three-way catalysts containing Pd showing an excellent low-temperature light-off performance, in a relatively high 
concentration as an only noble metal component showing a catalytic activity, are proposed in SAE Paper Nos. 941058 
and 930386. 

75 Also, zeolite-containing catalysts are disclosed in Japanese Patent Application Kokai (Laid -Open) Nos. 
305429/1990, 293384/1993 and 174937/1990, etc. 

In order for a catalyst to exhibit its catalytic activity, the catalyst must be heated to a given temperature or higher. 
Therefore, during the cold start of automobile when the catalyst provided in the exhaust gas system is not heated suf- 
ficiently, the harmful components of exhaust gas are discharged into air without being purified. While regulations on the 

20 harmful components present in exhaust gases, particularly HC are being increasingly strict, HC is generated in a large 
amount during the cold start. Hence, it is an important technical task to control the discharge of HC into air during the 
cold start. 

In this connection, attention has recently been paid to a technique of utilizing the zeolite adsorptivity for HC and 
allowing a zeolite-containing adsorbent to adsorb the HC generated during the cold start of engine, from the start of 

25 engine to a timing when the catalyst active component is heated sufficiently. 

When there are used, of the above-mentioned techniques, the catalysts proposed by SAE Paper Nos. 941058 and 
930386, containing no zeolite as an adsorbent although containing Pd of excellent-light off performance in a relatively 
high concentration, the HC, which is generated in a large amount during the cold start of engine, is discharged into air 
without being purified, up to the timing when the catalyst is activated. Further/since the catalysts contain no adsorbent, 

30 no optimization is employed to effectively purify a high concentration of the HC generated when the HC adsorbed by an 
adsorbent is desorbed from the adsorbent. 

In the catalyst disclosed in Japanese Patent Application Kokai (Laid-Open) No. 305429/1990, zeolite is used 
merely as a substrate for loading a noble metal and is not optimized as an adsorbent; therefore, the catalyst has an 
insufficient adsorptivity. Moreover, the catalyst contains Pd in a low concentration, is insufficient in light-off performance 

35 and purification ability, and is unable to effectively purify a high concentration of the HC desorbed from the adsorbent 
with the warming up of engine. 

Either in the catalyst disclosed in Japanese Patent Application Kokai (Laid-Open) No. 293384/1993, no optimiza- 
tion (in presence or absence of Pd, Pd concentration, etc.) is made to effectively purify a high concentration of the HC 
desorbed from zeolite; therefore, the catalyst is insufficient in light-off performance and purification ability. 

40 In the catalyst system disclosed in Japanese Patent Application Kokai (Laid-Open) No. 174937/1990, zeolite is 
used as a substitute for Rh to reduce the amount of Rh (which is an expensive noble metal very small in ore reserve) 
and no adsorbent optimization is made; therefore, the catalyst has an insufficient adsorptivity. Moreover, the catalyst 
contains a low concentration of Pd, is insufficient in light-off performance and purification ability, and is unable to effec- 
tivley purify a high concentration of the HC desorbed from the adsorbent with the warming up of engine. 

45 

Summary of the Invention 

The present invention has been made in view of the above-mentioned problems of the prior art and is able to pro- 
vide (1) a catalyst-adsorbent wherein zeolite can effectively act as an adsorbent for HC and the concentrations of cat- 
so alyst active components, etc. are optimized so that a high concentration of the HC desorbed from the adsorbent with 
the warming-up of engine can be effectively purified, and (2) a method for effective purification of exhaust gases using 
the catalyst-adsorbent (1). 

According to the present invention there is provided a catalyst-adsorbent for purification of exhaust gases, compris- 
ing a monolithic carrier and a catalyst-adsorbent layer formed thereon, the catalyst-adsorbent layer comprising a cata- 
55 lyst for conversion of the carbon monoxide, hydrocarbons and nitrogen oxides emitted from internal combustion engines 
and an adsorbent for the hydrocarbons emitted during the cold start of said engines, the catalyst being composed 
mainly of catalyst particles each comprising a heat-resistant inorganic oxide and at least one noble metal selected from 
Pi, Pd and Rh, loaded thereon, the catalyst containing at least catalyst particles each comprising a heat-resistant inor- 
ganic oxide and 2-30% by weight, based on said oxide, of Pd loaded thereon, the adsorbent comprising adsorbent par- 
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tides composed mainly of zeolite. 

According to the present invention, there is also provided a method for purification of exhaust gases, which com- 
prises providing a catalyst-adsorbent in an exhaust gas system of internal combustion engine and conducting exhaust 
gas purification while introducing secondary air into the exhaust gas system at a site upstream of the catalyst-adsorbent 
for a certain length of time during the cold start of the engine, in which the catalyst-adsorbent comprises a monolithic 
carrier and a catalyst-adsorbent layer formed thereon, the catalyst-adsorbent layer comprising a catalyst for conversion 
of the carbon monoxide, hydrocarbons and nitrogen oxides emitted from internal combustion engines and an adsorbent 
for the hydrocarbons emitted during the cold start of said engines, the catalyst being composed mainly of catalyst par- 
ticles each comprising a heat-resistant inorganic oxide and at least one noble metal selected from Pt, Pd and Rh, 
loaded thereon, the catalyst containing at least catalyst particles each comprising a heat-resistant inorganic oxide and 
2-30% by weight, based on said oxide, of Pd loaded thereon, the adsorbent comprising adsorbent particles composed 
mainly of zeolite. 

According to the present invention there is further provided a method for purification of exhaust gases, which com- 
prises providing a catalyst-adsorbent in an exhaust gas system of internal combustion engine and conducting exhaust 
gas purification while regulating amounts of combustion air and fuel for a certain length of time during the cold start of 
the engine to shift the composition of the exhust gas to a lean side, in which method the catalyst-adsorbent comprises 
a monolithic carrier and a catalyst-adsorbent layer formed thereon, the catalyst-adsorbent layer comprising a catalyst 
for conversion of the carbon monoxide, hydrocarbons and nitrogen oxides emitted from internal combustion engines 
and an adsorbent for the hydrocarbons emitted during the cold start of said engines, the catalyst being composed 
mainly of catalyst particles each comprising a heat-resistant inorganic oxide and at least one noble metal selected from 
Pt, Pd and Rh, loaded thereon, the catalyst containing at least catalyst particles each comprising a heat-resistant inor- 
ganic oxide and 2-30% by weight, based on said oxide, of Pd loaded thereon, the adsorbent comprising adsorbent par- 
ticles composed mainly of zeolite. 

Brief Description of Drawings 

Figs. 1 (A) to 1 (E) show fragmentary sectional views of typical embodiments of the present catalyst-adsorbent 
Fig. 2 shows an example of honeycomb heater. 

Detailed Description of the Invention 

The catalyst-adsorbent and the method both for purification of exhaust gases according to the present invention are 
constituted as above. The HC generated in a large amount during the cold start of engine is first adsorbed by the 
adsorbent composed mainly of zeolite, of the catalyst-adsorbent layer formed on the monolithic carrier of the present 
catalyst-adsorbent; then the adsorbed HC is desorbed from the adsorbent with the warming-up of engine and resultant 
temperature increase of exhaust gas and is purified effectively mainly by the action of the catalyst of the catalyst- 
adsorbent layer. At this time, the HC can be purified at a very high efficiency when secondary air is introduced into the 
exhaust system at a site upstream of the catalyst-adsorbent or when amounts of combustion air and fuel are regulated 
to shift the air-fuel ratio to a lean side. 

The catalyst favorably purifies not only the HC desorbed from the adsorbent but also other harmful components 
generated during the cold start and the steady-state operation after engine warming-up. 

The present invention is hereinafter described in detail. 

In the present invention, the catalyst is mainly composed of catalyst particles each comprising a heat-resistant inor- 
ganic oxide and at least one noble metal selected from Pt, Pd and Rh, located thereon and contains at least catalyst 
particles each comprising a heat-resistant inorganic oxide and 2-30% by weight, based on the inorganic oxide, of Pd 
loaded thereon (the catalyst particles each comprising 2-30% by weight of Pd are hereinafter referred to as "Pd catalyst 
particles"). 

In the Pd catalyst particles, Pd of high concentration (2-30% by weight based on the heat-resistant inorganic oxide) 
acts effectively for purification of exhaust gas and is excellent particularly in low-temperature light-off performance; 
therefore, Pd is an essential component for purification of a high concentration of the HC desorbed from the adsorbent 
with the warming-up of engine and resultant temperature increase of exhaust gas. The reason why the Pd concentra- 
tion is made 2-30% by weight based on the heat-resistant inorganic oxide is that when the concentration is less than 
2% by weight, no improvement in light-off performance is obtained and the purification ability for a high concentration 
of HC is insufficient and, when the concentration is more than 30% by weight, the dispersion of Pd in heat-resistant inor- 
ganic oxide is significantly low. Use of Pd in an amount of 2-20% by weight is preferable because Pd can be dispersed 
sufficiently, the light-off performance is improved, a high concentration of the HC desorbed from the adsorbent can be 
purified sufficiently, and the catalyst durability is improved. 

Incidentally, the Pd catalyst particles preferably contains Pd as an only noble metal in order to avoid alloying of Pd 
with other noble metal(s) and consequent deactivation of Pd. 
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The catalyst particles other than the Pd catalyst particles can each contain Pd, Pt (for improvement of catalyst 
activity in high-temperature steady state operation) and Rh (effective for selective reduction of NOJ singly or in any 
combination. When these catalyst particles each contain a plurality of noble metals, it is preferable for prevention of 
alloying that Pd and Rh do not exist together in any particle; and from the standpoint of durability it is preferable that 
5 each particle contains only one noble metal. The concentrations of Rh and Pt relative to the heat-resistant inorganic 
oxide are preferably each 0.2-2.5% by weight. When each concentration is less than 0.2% by weight, no addition effect 
of the noble metal may be obtained. When each concentration is more than 2.5% by weight, the dispersion of the noble 
metal may be low. 

The total amount of Pd in catalyst is preferably 10-700 g per ft 3 of the catalyst-adsorbent (0.35-24.72 g/tj. When 

10 the amount is less than 10 g/ft 3 (0.35 off), the resulting catalyst has problems in light-off performance and durability. 
When the amount is more than 700 g/ft 3 (24.72 gfi), the catalyst cost is high. The total amount of Pd is particularly pref- 
erably 70-250 g/ft 3 (2.47-8.83 g//) in view of the cost and performance of catalyst. 

The total amounts of Pt and Rh in catalyst are preferably 0-60 g per ft 3 of the catalyst-adsorbent (0-2.12 g/l) and 
0-30 g per ft 3 of the catalyst-adsorbent (0- 1 .06 g//), respectively. When the amounts of Pt and Rh exceed 60 g/ft 3 (2.12 

is g//) and 30 g/ft 3 (1 .06 g/i), respectively, the resulting catalyst is not preferable in cost and dispersion. 

At least part of the Pd catalyst particles is preferably provided at a position of the catalyst-adsorbent layer ranging 
from the layer surface to the midpoint of the layer thickness. More preferably, at least part of the Pd catalyst particles is 
exposed at the surface of the catalyst-adsorbent layer. By thus providing Pd in a high concentration in the vicinity of the 
surface of the catalyst-adsorbent layer, a remarkably improved low-temperature light-off performance can be obtained. 

20 That is, CO and HC diffuse into the catalyst-adsorbent layer and reach the Pd catalyst particles present in the vicinity 
of the layer surface, whereby light-off is promoted (The CO and HC act as triggers). Moreover, when the Pd catalyst 
particles are provided at a position of the catalyst-adsorbent layer ranging from the layer surface to the midpoint of the 
layer thickness, the diffusion of HC emitted from engine, into Pd catalyst particles is easy and the contact of a high con- 
centration of HC desorbed from adsorbent, with Pd catalyst particles and resulting purification of the HC takes place at 

25 a high efficiency. When the Pd catalyst particles are exposed at the surface of the catalyst-adsorbent layer, the contact 
of HC and CO with the particles is easier, resulting in a even better low-temperature light-off performance. 

In order to achieve the best low-temperature light-off performance, it is preferable that a Pd surface layer contain- 
ing, as the catalyst particles, only Pd catalyst particles comprising a heat-resistant inorganic oxide and Pd loaded ther- 
eon as an only noble metal is formed on the surface of the catalyst-adsorbent layer. In this case, the HC desorbed from 

30 the adsorbent contacts with the Pd catalyst particles without fail. The above Pd surface layer may contain, besides the 
Pd catalyst particles, a rare earth element oxide (e.g. CeOg), for example. 

The presence of catalyst particles containing Pt or Rh or a plurality of noble metals selected from Pt, Pd and Rh, 
beneath the Pd surface layer is preferable because such constitution can additionally have the above-mentioned prop- 
erties given by Pt or Rh. In view of the durability, however, the catalyst of the present catalyst-adsorbent preferably con- 

35 tains, as the catalyst particles, only Pd catalyst particles comprising a heat-resistant inorganic oxide and Pd loaded 
thereon as an only noble metal. In one preferred embodiment, such a catalyst is mixed with an adsorbent (described in 
detail later) to form a catalyst-adsorbent layer. In another preferred embodiment, a first layer of an adsorbent is formed 
on a monolithic carrier; and thereon is formed a second layer of a catalyst containing, as the catalyst particles, only Pd 
catalyst particles comprising a heat-resistant inorganic oxide and Pd loaded thereon as an only noble metal, to form a 

40 two-layered catalyst-adsorbent layer having good durability and low-temperature light-off performance. 

When there are used catalyst particles of at least two kinds each comprising a noble metal(s), they are preferably 
provided in respective layers in view of the catalyst durability. 

As the heat-resistant inorganic oxide on which a noble metal(s) is (are) loaded, there can be suitably used active 
alumina, zirconia, silica, titania, etc. Of these, active alumina and/or zirconia is preferred in view of the interaction with 

45 the noble metal(s). 

When an active alumina having a specific surface area of 1 00 rrftg or more is used, a noble metal(s) is (are) loaded 
thereon in a high dispersion state, whereby preferable catalytic activity is expressed. Zirconia, when used in combina- 
tion with Rh, provides improved heat resistance particularly in an oxidizing atmosphere. 

To the heat-resistant inorganic oxide is ordinarily added a rare earth element oxide, a compound oxide of rare earth 
so element oxides or a compound oxide of a rare earth element oxide and zirconia. 

As the rare earth element oxide to be added to the heat-resistant inorganic oxide, there can be suitably used Ce0 2 . 
La 2 03, a compound oxide thereof, etc. The addition of such a rare earth element oxide provides a catalyst of a higher 
oxygen storage capacity (OSC) and wider three-way catalytic performance. 

The addition of a rare earth element oxide to a heat-resistant inorganic oxide, for example, the addition of Ce0 2 to 
55 active alumina may be conducted by adding a Ce0 2 powder to active alumina. However, it can be conducted particu- 
larly preferably by impregnating active alumina with a cerium compound, calcinating the impregnated alumina to form 
an active alumina-ceria compound oxide, and adding thereto a Ce0 2 powder as necessary, because this practice can 
improve the heat resistance of active alumina and the OSC of ceria. 

Addition of Ce0 2 to a heat-resistant inorganic oxide is preferably avoided when Rh is loaded on the inorganic oxide 
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because the properties of Rh are impaired by the coexistence of Ce0 2 . With respect to the position at which Ce0 2 is 
present, Ce0 2 may be dispersed uniformly in the catalyst-adsorbent layer. Ce0 2 shows its effect even when it is present 
at a position slightly inside from the surface of the catalyst-adsorbent layer. Accordingly, when a Pd surface layer is 
formed, the presence of Ce0 2 or Pd-loaded Ce0 2 inside from the Pd surface layer (regardless of whether or not the Pd 
5 surface layer contains CeO^ is one preferred embodiment 

The rare earth element oxide, the compound oxide of rare earth element oxides or the compound oxide of a rare 
earth element oxide and zirconia may load thereon a noble metal(s), together with the heat-resistant inorganic oxide, or 
may be per se added to the catalyst. 

The amount of the rare earth element oxide, the compound oxide of rare earth element oxides or the compound 
10 oxide of a rare earth element oxide and zirconia, to be added to the heat-resistant inorganic oxide is 2-50% by weight 
based on the heat-resistant inorganic oxide. When the amount is less than 2% by weight, the effect of the addition is 
little seen; and when the amount is more than 50% by weight, light-off performance is not improved efficiently. 

Then, description is made on the adsorbent of the present catalyst-adsorbent. 

The adsorbent comprises adsorbent particles composed mainly of zeolite. Zeolite, which is the main component of 

is the adsorbent particles, is typically a crystalline aluminosilicate having a three-dimensional network structure formed by 
tetrahedrons of Si0 4 in which Si atoms are partially replaced by Al atoms, via oxygen atoms and, in order to keep 
charge balance, usually contains cations such as Na and the like. High-silica zeolite having a Si0 2 /Al 2 0 3 molar ratio of 
40 or more is preferred in the present invention while ordinary zeolite has a Si0 2 /Al 2 0 3 molar ratio of 1-5. The cations 
are preferably hydrogen ions (H type). 

20 Use of high-silica zeolite having a Si0 2 /Al 2 0 3 molar ratio of 40 or more provides various advantages. That is, the 
resulting adsorbent has higher heat resistance and the resulting catalyst-adsorbent can be used under wider conditions 
and has higher utility; further, the resulting adsorbent has higher hydrophobic^ and shows higher adsorptivity towards 
the HC present in exhaust gas than towards the moisture also present in exhaust gas, whereby the HC adsorption by 
the adsorbent is not hindered by the moisture present in exhaust gas. 

25 A Si0 2 /Al 2 0 3 molar ratio of less than 40 is not preferable because the crystal structure of zeolite may be destroyed 
at exhaust gas temperatures of about 400-800°C. Use at high temperatures of high-silica zeolite of Na type, as com- 
pared with that of H type, is not preferable, either, because the crystal structure of such zeolite starts destruction at high 
temperatures, particularly at 800°C or higher. 

As the high-silica zeolite having a Si0 2 /Al 2 0 3 molar ratio of 40 or more, there can be used ZSM-5, USY, p-zeolite 

30 or the like. 

When the above zeolite is used as the main component of the adsorbent particles constituting the adsorbent of the 
present catalyst-adsorbent, the zeolite may be used as it is or in the form containing at least one kind of ion of an ele- 
ment having an electronegativity of 1 .40 or more, preferably 1 .80 or more. An ion of an element having a large electron- 
egativity attracts an electron(s) easily; therefore, presence of the ion(s) in zeolite allows the zeolite to have a high 

35 interaction with HC molecules; consequently, the zeolite has higher adsorptivity for HC and adsorbs a larger amount of 
HC and, moreover, desorbes the adsorbed HC at higher temperatures. 

The ion of an element having an electronegativity of 1 .40 or more includes ions of Al, Ti, V, Mn, Fe, Co, Ni, Cu, Zn, 
Pd, Ag, Pt, Au, etc. Of these, preferred are ions which are each a soft acid or an intermediate acid. Herein, "a soft acid 
or an intermediate acid" refers to an ion of a metal M, having a AH7n of 1.8 eV or more [AH7n is a value obtained by 

40 dividing the enthalpy AH° in a reaction of hydrating the metal M of gaseous state to ionize the metal (the reaction is rep- 
resented by 

M-^M^ + ne-), 

45 with the valency n of the metal]. When metals having the same valency n are compared, a softer metal takes a larger 
positive value with respect to the ionization energy. With respect to the hydration enthalpy, a softer metal takes a larger 
negative value in a highly polar solvent such as water. Among various metals of different valencies, a metal ion of larger 
AH7n is a softer metal ion and a metal ion of smaller AH°/n is a harder metal ion. In the present invention, the ions, 
which showed a superior effect, are ions having AH7n of 1 .8 eV or more, and an ion having AH% of 3.0 eV or more is 

so more preferable. Specific examples of such ions are Co 2+ , Ni 2+ , Zn 2+ , Cu 2+ , Cu + , Ag + , Au + and Fe 2 *. A softer acid has 
a larger atomic radius and a larger polarizability; therefore, when at least one kind of such soft acid or intermediate acid 
ion is present in zeolite, the portion overlapping with the molecular orbital of HC (e.g. toluene or propylene) increases 
and the resulting zeolite can have higher adsorptivity for HC. 

When the above ion is at least one kind of ion of an element selected from 1 B group elements (Cu, Ag and Au) of 

55 periodic table and present in zeolite, the ion can show high adsorptivity for HC even in the presence of moisture and, 
moreover, the ion exhibits even a catalytic activity at temperatures of 1 50°C or higher. Of these 1 B group element ions, 
Cu and Ag ions are preferred and Ag ion is particularly preferred because it can adsorb a larger amount of HC up to 
higher temperatures. Further, Ag ion can adsorb, even when 0 2 is absent, the same adsorptivity as when 0 2 is present; 
therefore, Ag ion shows excellent adsorptivity even when subjected to, for example, a fuel-rich atmosphere in automo- 
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bile exhaust gas system. When Ag ion and Cu ion are allowed to be present together in zeolite, there can be obtained 
both the effect of higher adsorptivity by Ag ion and the effect of higher adsorptivity and catalytic activity by Cu ion; thus, 
an excellent purification ability in a wide temperature range from low temperatures to high temperatures can be 
obtained. Further, the presence of these two kinds of ions can prevent agglomeration of respective ions, leading to 

s improved heat resistance. 

The above ion can be allowed to be present in zeolite by ion exchange, impregnation or the like. The position (the 
form of coordination) of the ion in zeolite has preferably square planar coordination to the oxygen in zeolite framework, 
in view of the improvement in adsorptivity for HC. The reason is not certain but is presumed to be that when the ion is 
in the form of planar coordination, the presence of gaps above and below the plane allows for the access of HC to the 

10 ion, giving an improved adsorptivity for HC. 

In order to allow the ion to be in the form of square planar coordination relative to the oxygen in zeolite framework, 
there can be employed a method which comprises using, in adding the ion to zeolite, a metal salt whose anion has a 
large three-dimensional size or a metal salt whose degree of dissociation into ion is small, to prevent the formation of 
square pyramid or octahedral coordination having steric hindrance and, as a result, increasing the number of the ions 

is present in the form of planar coordination. Examples of the above metal salt are preferably metal safts of organic acids 
(e.g. acetic acid). 

When the content of ion in zeolite is small, the effect of increase in HC desorption temperature is low. Hence, the 
content of ion in zeolite is preferably 20% or more, more preferably 40% or more based on the Al atoms in zeolite. 
When the ion is allowed to be present in zeolite by ion exchange, the ion exchange rate can be increased by 

20 increasing the concentration of the metal salt solution used in ion exchange, or by taking a longer time for ion exchange. 
When ion exchange is conducted for a given length of time with a metal saft solution of a given concentration and, after 
filtration, ion exchange is again conducted similarly using a new metal saft solution, the ion exchange rate can be 
increased by increasing the times of ion exchange with new solution. 

In the adsorbent of the present catalyst-adsorbent, it is desirable for improved heat resistance to allow zeolite to 

25 also contain at least one ion selected from ions of Mg, Ca, Sr, Ba, Y, La, Ti, Ce, Mn, Fe, Cr, Ni and Zn, preferably at 
least one ion selected from ions of Mg, Ca, Fe and Cr. 

Also, presence of at least one noble metal in zeolite provides a catalyst-adsorbent having a higher overall catalytic 
activity and showing an excellent purification ability in a wider temperature range from low temperatures to high tem- 
peratures. As the noble metal(s), Pt, Rh and/or Pd is preferred. The total amount of noble metal(s) in zeolite is preferably 

30 5-200 g per ft 3 of the catalyst-adsorbent (0. 1 8-7.07 g/£), more preferably 5-60 g per ft 3 of the catalyst-adsorbent (0. 1 8- 
2.12 g#). When the amount is less than 5 g/ft 3 (0.18 g/l), no effect of noble metal addition may be obtained. When the 
amount is more than 200 g/ft 3 (2.12 g/l), the pore volume of zeolite is reduced [when the noble metal(s) is (are) allowed 
to be present by ion exchange] and the dispersion of noble metal(s) is lowered [when the noble metal(s) is (are) allowed 
to be present by impregnation]. 

35 Zeolites such as ZSM-5, USY, p-zeolrte and the like can be used singly or in combination. When they are used in 
combination, they can be provided (coated).on a monolithic carrier as a mixture or in respective layers. ZSM-5 having 
relatively small pores of about 0.55 nm in diameter is advantageous for adsorption of HC of small molecule having an 
effective toluene molecular diameter or smaller; USY having relatively large pores of about 0.74 nm in diameter is 
advantageous for adsorption of HC of large molecule having an effective m-xylene molecular diameter or larger; and p- 

40 zeolite having bimodal pores of about 0.55 nm and about 0.70 nm in diameter can relatively well adsorb both small mol- 
ecule HC and large molecule HC. 

Thus, use of a plurality of zeolites having different pore diameters, in any combination allows for adsorption of sub- 
stantially all the HCs of different effective molecular diameter. 

In the present catalyst-adsorbent, the catalyst-adsorbent layer supported on the monolithic carrier is constituted by 

45 the catalyst and the adsorbent both described above. The weight ratio of the catalyst and the adsorbent is preferably 
90-15:10-85. When the proportion of the catalyst is less than 15% by weight the light-off performance of the catalyst is 
low. When the proportion of the adsorbent is less than 10% by weight, the adsorbent has low adsorptivity for HC during 
the cold start of engine. 

The thickness of the catalyst-adsorbent layer is preferably 20-1 50 nm. When the layer thickness is less than 20 \ixr\, 
so no sufficient durability is obtained. When the layer thickness is more than 1 50 urn, a large pressure drop is induced and 
the diffusion of exhaust gas into the inner portion (the monolithic carrier side) of the catalyst-adsorbent layer is insuffi- 
cient, which invites ineffective utilization of the catalyst particles and/or the adsorbent particles present in the inner por- 
tion of the catalyst-adsorbent layer. 

The catalyst-adsorbent for purification of exhaust gases according to the present invention is used under severe 
55 conditions. Hence, it is preferred that the monolithic carrier of the catalyst-adsorbent is made of a heat-resistant inor- 
ganic substance and has a honeycomb structure. Use, as the monolithic carrier, of an electrical heater capable of gen- 
erating heat when electrified, obtained by attaching electrodes to a honeycomb structure is particularly preferable 
because the catalyst temperature can be increased quickly and because the purification during the cold start of engine 
can be maximized. 
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As the electrical heater, there may be used a foil type heater used heretofore. However, a heater obtained by pow- 
der metallurgy is preferable because it has no problem in mechanical strength and telescoping and is highly reliable. 

As the material for the monolithic carrier, there is suitably used a honeycomb structure made of cordierrte or a metal 
capable of generating heat when electrified. The honeycomb structure made of a metal includes those made of stain- 
less steel or a material having a composition represented by Fe-Cr-AI, Fe-Cr, Fe-AI ( Fe-Ni, W-Co. Ni-Cr or the like. Of 
these honeycomb structures, those made of Fe-Cr-AI, Fe-Cr or Fe-Al are preferred because of excellent heat resist- 
ance, oxidation resistance and corrosion resistance and low cost The honeycomb structure may be porous or nonpo- 
rous, but a porous honeycomb structure is preferred because it has higher adhesivity to the catalyst-adsorbent layer 
and gives rise to substantially no peeling of the catalyst-adsorbent layer caused by the difference in thermal expansion 
between the honeycomb structure and the layer. 

Next, description is made on an example of the process for production of a metallic honeycomb structure used as 
one type of monolithic carrier of honeycomb structure. 

First, a material metal powder is prepared using, for example, a Fe powder, an Al powder and a Cr powder, or a 
powder of an alloy thereof so that they give a desired composition. The material metal powder is then mixed with an 
organic binder (e.g. methyl cellulose or polyvinyl alcohol) and water. The resulting mixture is subjected to extrusion to 
obtain a honeycomb body of desired shape. 

The honeycomb body is fired at 1 ,000-1 ,450°C in a non-oxidizing atmosphere. Use of a non-oxidizing atmosphere 
containing hydrogen is preferable because the organic binder is decomposed and removed by the help of the catalytic 
action of Fe, etc. and, as a result, an excellent sintered body (a honeycomb structure) is obtained. 

When the firing temperature is lower than 1 ,000°C, the honeycomb body is not sintered. When the firing tempera- 
ture is higher than 1 ,450°C, the sintered body obtained is deformed. 

Preferably, the honeycomb structure is coated with a heat-resistant metal oxide on the partition walls and the pore 
surfaces. 

When the honeycomb structure is provided with electrodes (described later) to make into an electrical heater, it is 
preferable that the honeycomb structure is provided with a resistant-adjusting means of a desired pattern between the 
electrodes. 

Preferable examples of the resistance-adjusting means are as follows. 

(1) Slits formed in desired directions, positions and lengths. 

(2) Partition walls having different lengths in the passage axial direction. 

(3) Partition walls of different thicknesses, or passages of different cell densities. 

(4) Slits formed in partition walls. 

Of these, the resistance-adjusting means (1) is particularly preferable because the portions of the honeycomb heater 
to be heated can be controlled as desired. 

The thus obtained metallic honeycomb structure is provided with electrodes ordinarily at partition walls of the cir- 
cumferential portions or inside of the structure, by brazing, welding or the like, to obtain a heater capable of generating 
heat when electrified (a honeycomb heater). 

Incidentally, the electrodes mentioned herein refer to any terminals for applying a voltage to the honeycomb heater. 

The heater is preferably formed so as to have a total resistance of 0.001-0.5 O 

The shape of honeycomb structure is not particularly restricted. But, as an example, such a specific shape is pref- 
erable that the cell density is 6-1 ,500 cells/in 2 (cpi 2 ) (0.9-233 cells/cm 2 ) and the partition wall thickness is 50-2,000 urn. 

The honeycomb structure may be porous or nonporous as mentioned above and its porosity is not restricted. How- 
ever, the porosity is preferably 0-50%, more preferably 5-40% in view of the strength, oxidation resistance, corrosion 
resistance and adhesion to catalyst-adsorbent layer. 

Incidentally, in the present invention, the honeycomb structure refers to a one-piece structure having a large 
number of passages substantially parallel to the direction of gas flow, separated by partition walls. The sectional shape 
(cell shape) of each passage may be any desired one such as circular, polygonal, corrugated or the like. 

Next, description is made on the method for purification of exhaust gases using the above mentioned catalyst- 
adsorbent. 

In conducting purification of exhaust gas using the catalyst-adsorbent of the present invention, it is preferable for 
the maximum HC purification during the cold start of engine that an oxidizing gas such as secondary air or the like is 
introduced into the exhaust gas system at a site upstream of the catalyst-adsorbent for a certain length of time during 
the cold start. The reason is as follows. Generally, the exhaust gas emitted form engine is in a fuel-rich state during the 
cold start, owing to the engine operational reason. The desorption of HC from adsorbent with an increase in exhaust 
gas temperature makes the exhaust gas more fuel-rich. Under such a situation, introduction of oxidizing gas can allevi- 
ate oxygen shortage (thereby, the exhaust gas composition is preferably made oxygen-excessive) and contributes to 
higher HC and CO purification by catalyst The heat generated by the purification reaction can be utilized for the faster 
warming-up of engine. 
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The site of secondary air introduction is not particularly restricted as long as it is any site between the exhaust port 
of engine and the catalyst-adsorbent, but is particularly preferably the vicinity of the exhaust port because good mixing 
is obtainable between the exhaust gas and the secondary air. The amount of secondary air introduced varies depend- 
ing upon the displacement of engine but is generally 50-300 //min. The amount may be constant or variable. The air- 

5 fuel ratio when secondary air is introduced, is controlled at about the stoichiometric point to a lean side (A, = about 0.9- 
1.5). Control of air-fuel ratio particularly at a lean side of X = about 1.0-1.3 is preferable for improved HC purification 
ability. The preferable timing of secondary air introduction is from the engine start to at least the start of HC desorption 
from adsorbent; that is, introduction is initiated within 30-40 seconds from the engine start, and is stopped within about 
250 seconds from the engine start (when HC desorption from adsorbent is complete) or stopped before an 0 2 sensor 

10 starts operation of the feed-back to engine. 

In order to maximize the purification ability during the cold start of engine, it is most preferable that the monolithic 
carrier of the catalyst-adsorbent is an electrical heater. In this case, electrification of the heater and introduction of sec- 
ondary air are initiated after the engine start and stopped within about 60 seconds and about 100 seconds, respectively. 
Thereby, the purification ability for HC and CO is higher than in ordinary case and the resulting reaction heat can be 

75 utilized for warming-up of the heater itself to the maximum extent; as a result, the electricity consumed by the heater 
can be reduced remarkably, the catalyst-adsorbent can show satisfactory three-way catalytic performance even during 
the steady-state operation after engine warming-up, and a very large effect is obtained. 

Incidentally, electrification of heater may be initiated even before the engine start (e.g. 30 seconds or less before 
the engine start) and a good purification ability is obtained. 

20 The oxygen-excess exhaust gas composition can also be obtained by adjusting the engine operational condition, 
i.e. the amount of combustion air and the amount of fuel and, in this case, a similar effect can be obtained. The adjust- 
ment can be made, for example, by a method which comprises feeding, after the ignition of engine, the fuel in an 
amount smaller than the theoretical amount relative to the air amount detected by an air flow sensor or the like in an 
open-loop control (using no 0 2 sensor); a method which comprises controlling the air-fuel ratio by the use of an 0 2 sen- 

25 sor and a computer so that the ratio is, for example, on a lean side for a certain length of time; and a method which com- 
prises controlling the air-fuel ratio by the use of, for example, a PEGO sensor in which the sensor output linearly 
changes in accordance with the air-fuel ratio, so that the ratio is, for example, on a lean side for a certain length of time. 

The oxygen-excess exhaust gas composition can also be obtained preferably, by using both of (1) introduction of 
oxidizing gas and (2) regulation of amounts of combustion air and fuel. 

30 The present invention is hereinafter described in more detail by way of Examples. However, the present invention 
is in no way restricted to these Examples. 

Catalyst particles and adsorbent particles were prepared according to the following procedures and used in Exam- 
ples and Comparative Examples described later. . 

35 [Preparation of catalyst particles (noble metal-loaded heat-resistant oxide powders)] 

(1 ) Pd-loaded Al 2 0 3 -Ce0 2 powder 

Commercially available y-Al 2 0 3 having a BET specific surface area of 200 rrr^/g was impregnated with an aqueous 
40 cerium nitrate solution so that the amount loaded (in terms of ceria) became 6% by weight. The resulting material was 
calcinated at 600°C for 3 hours to obtain an alumina-ceria compound oxide. The compound oxide was pulverized by a 
wet method. Thereto was added a ceria powder in an amount of 20% by weight based on the amount of y-AI 2 0 3 . There 
were further added an aqueous palladium nitrate solution and acetic acid. The mixture was pulverized in a ball mill for 
15 hours. The resulting slurry was dried at 100°C for 15 hours and then fired at 550°C for 3 hours to obtain a Pd-loaded 
45 Al 2 0 3 -Ce0 2 powder. 

(2) Pd-loaded Al 2 0 3 powder 

An aqueous palladium nitrate solution and acetic acid were added to commercially available y-AI 2 0 3 having a BET 
so specific surface area of 200 m 2 /g. The mixture was pulverized in a ball mill for 15 hours to obtain a slurry. The slurry 
was dried at 100°C for 15 hours and then fired at 550°C for 3 hours to obtain a Pd-loaded Al 2 0 3 powder. 

(3) Pt-loaded Al 2 0 3 -Ce0 2 powder 

55 A Pt-loaded Al 2 0 3 -Ce0 2 powder was obtained in the same manner as in the above (1 ) except that an aqueous din- 
itrodiammine platinum solution was used in place of the aqueous palladium nitrate solution. 



6/22/06, EAST Version: 2.0.3.0 



EP0782 880A1 



(4) Rh-loaded AJ 2 0 3 powder 

A Rh-loaded Al 2 0 3 powder was obtained in the same manner as in the above (2) except that an aqueous rhodium 
nitrate solution was used in place of the aqueous palladium nitrate solution. 

5 

(5) Rh-loaded Zr0 2 powder 

A Rh-loaded Zr0 2 powder was obtained in the same manner as in the above (4) except that a commercially avail- 
able partially stabilized Zr0 2 powder (containing 3 mole % of Y 2 0 3 and having a BET specific surface area of 16 m 2 /g) 
10 was used in place of y AI2O3. 

[Preparation of adsorbent particles] 

Various zeolites shown in Table 1 were used as adsorbent particles as they were. When a desired ion(s) was (were) 
75 allowed to be present in zeolite, however, the zeolite was subjected to ion exchange or impregnation using various 
metal salts shown in Table 1 , to prepare adsorbent particles each consisting of ion(s)-containing zeolite. The procedure 
of ion exchange and the procedure of impregnation are shown below. 

Procedure of ion exchange 

20 

Desired amounts of a zeolite powder, a metal salt and deionized water were each weighed, and they were mixed 
so as to give a metal salt concentration in solution, of 0.05-0.2 mole//. The solution was kept at 80-90°C and subjected 
to ion exchange for 2 hours (per each ion exchange) with stirring. After filtration, ion exchange was conducted again 
with a new solution, and filtration and subsequent ion exchange wfth new solution was repeated 3-5 times. Then, wash- 
25 ing was conducted with deionized water at 50°C for 15 minutes (per each washing), followed by filtration. This washing 
and filtration was repeated 5-10 times. The resulting material was dried in air at 100°C for 10 hours and then calcinated 
in air at 550°C for 1 hour to obtain a zeolite powder containing a desired ion(s) loaded thereon by ion exchange. 

Procedure of impregnation 

30 

Desired amounts of a zeolite powder, a metal salt and deionized water were each weighed, and they were mixed 
so as to give a metal salt concentration in solution, of 0.05-0.2 mole//. The solution was kept at 80-90°C to conduct 
impregnation for 2 hours. Then, the resulting material was dried in air at 100°C for 10 hours and calcinated in air at 
550°C for 1 hour to obtain a zeolite powder containing a desired ion(s) loaded thereon by impregnation. 



Table 1 



Zeolites (before ion exchange 
or impregnation) 


®ZSM-5 (H type , SIOg/A^O^O ) 


©ZSM-5 (H type , SIOg/A^O^^O) 


©ZSM-5 (H type . SiOa/AfeO^SO ) 


®p-zeolite (H type , SiO 2 /AI 2 O 3 =120) 


©USY (H type , SiO2/AI 2 O 3 =120) 


Metal salts 


Acetates 


Cu(CH 3 COO) 2 • H 2 0 , CH 3 COOAg, Cr(CH 3 COO) 3 , La(CH 3 COO) 3 • nH 2 0. 
CH3COOIJ • 2H 2 0 , CH 3 COONa. Mg(CH 3 COO) 2 -4^0. BafCHjjCOOJz 


Sulfates 


Ti(S0 4 ) 2 


Others 


CuCI, AuCI 3 -2H 2 0, Pd(NH 3 ) 4 CI 2 , Pt(NH 3 ) 2 (N0 2 ) 2 (N0 3 )4, Ca0 2 



Examples 1-24 and Com parative Examples 1-3 

One or a combination of the catalyst particles obtained above, the adsorbent particles composed of a commercially 
available zeolite powder (ZSM-5 of H type, Si02/AI 2 0 3 = 120) and a ceria powder was mixed with appropriate amounts 
of acetic acid and water. Thereto was added, as necessary, an alumina sol having an alumina concentration of 2.5% by 
weight. The mixture was pulverized in a ball mill for 1 5 hours to prepare a slurry. In the slurry was dipped, one time or 
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as necessary a plurality of times, a monolithic carrier [a cordiertte honeycomb manufactured by NGK INSULATORS, 
LTD., outside diameter = 1 in. (25.4 mm), length = 2 in. (50.8 mm), rib thickness = 6 mil (152 jim), cell density « 400 cpi 2 
(62 cells/cm 2 )] so that the amount of washcoat reached a desired loading. The coated monolithic carrier was dried and 
fired to form a first layer on the monolithic carrier. When a second layer (and a third layer) was (were) formed on the first 

s layer, dipping in desired slurry, drying and firing were repeated to obtain catalyst-adsorbents of Examples 1-24 and 
Comparative Examples 1-3 shown in Tables 3-5. 

In order to estimate the long-term life (durability) of each catalyst-adsorbent obtained above, each catalyst-adsorb- 
ent was exposed to an actual exhaust gas of 750°C emitted from an actual engine and aged for a total of 100 hours with 
a fuel-cut mode. Each of the resulting catalyst-adsorbents was measured for HC light-off performance using synthetic 

w exhaust gases (simulated engine exhaust gases). The measured HC light-off performance was expressed as HC light- 
off performance T^o% (°C), i.e. a temperature at which the HC component present in a synthetic exhaust gas was con- 
verted by 50%. In this case, there were used, as the synthetic exhaust gas, two kinds of gases, one having a composi- 
tion of nearly stoichiometric air-fuel ratio (Xb 1.0) and the other having a fuel-lean composition (X=1. 3) obtained by 
adding 30% of air to the former gas. The value of each T 50% (°C) is shown in Tables 3-5. The compositions of the syn- 

is thetic exhaust gases are shown in Table 2. 



Table 2 





During measurement of HC light-off performance 


During measurement of 
HC adsorption 






51=1.0 


X=1.3 


X=0.96 


Composition of synthetic 
exhaust gas (by volume) 


C0 2 


13.2% 


10.2% 


16.0% 


0 2 


0.8% 


5.2% 


0.77% 


CO 


0.7% 


0.5% 


2.0% 


H 2 


0.2% 


0.2% 


0.33% 


HC 


2800 ppmC (interms of 
carbon) 


2200 ppmC (interms of 
carbon) 


4500 ppmC (interms of 
carbon) 


NO 


1500ppm 


1100ppm 


1500ppm 


H 2 0 


10% 


10% 


10% 


N 2 


Remainder 


Remainder 


Remainder 


Space velocity 


SOOOOhr 1 


65000hr 1 


40000hr 1 
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55 As shown in Tables 3-5, there were investigated the effects of the structures of catalyst-adsorbents and the kinds 
of catalysts when the adsorbent was H type ZSM-5 (Si02/AI 2 0 3 = 120), on the performances of the resulting catalyst- 
adsorbents. As a result, the catalyst-adsorbents of Examples 1-24 containing Pd catalyst particles each comprising a 
heat-resistant inorganic oxide and 2-30% by weight, based on the inorganic oxide, of Pd loaded thereon, as compared 
with catalyst-adsorbents of Comparative Examples 1-3 containing catalyst particles comprising a heat-resistant inor- 
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ganic oxide and less than 2% by weight, based on the inorganic oxide, of Pd loaded thereon, were superior in HC light- 
off performance and had sufficient durability. Of the catalyst-adsorbents of Examples 1-24, those in which at least part 
of the above-mentioned Pd catalyst particles were exposed on the surface of the catalyst-adsorbent layer (i.e. those in 
which the outermost layer was a mixture layer containing a Pd-loaded Al 2 0 3 -Ce0 2 powder) and those in which the cat- 
alyst-adsorbent layer had, on the surface, a Pd surface layer containing only the above-mentioned Pd catalyst particles 
(i.e. those in which the outermost layer was composed of a Pd-loaded Al 2 0 3 -Ce02 powder alone), showed particularly 
good HC light-off performances at X=1 .3 (a synthetic exhaust gas of lean side containing secondary air). 

Examples 25-75 

Catalyst-adsorbents of Examples 25-75 shown in Tables 6-7 were obtained by using the same catalyst-adsorbent 
structures and catalyst kinds as used in Examples 1-5 and using, as the adsorbents, various ion(s)-containing zeolite 
powders prepared by the above-mentioned ion exchange or impregnation, in place of the zeolite powder (H type ZSM- 
5, Si0 2 /Al 2 0 3 = 120) containing no ion, used in Examples 1-5. In Tables 6-7, the catalyst-adsorbent structures and cat- 
alyst kinds used in Examples 1-5 are expressed as type A (Example 1), type B (Example 2), type C (Example 3), type 
D (Example 4) and type E (Example 5); and their schematic sectional views are shown in Figs. 1(A), 1(B), 1(C), 1(D) 
and 1 (E), respectively. In Figs. 1 (A) to 1 (E), 1 indicates a Pd-loaded Al 2 0 3 -Ce0 2 powder (Pd catalyst particles); 2 indi- 
cates a zeolite powder (adsorbent particles); 3 indicates a layer consisting of a Pd-loaded Al 2 0 3 -Ce0 2 powder alone (a 
Pd surface layer); 4 indicates a layer consisting of a Rh-loaded Al 2 0 3 powder alone; and 5 indicates a layer consisting 
of a zeolite powder alone; and 6 indicates a layer consisting of Ce0 2 powder alone. 

Examples 42 and 43 are tests conducted for examining the effect of the form of ion coordination on adsorptivity. In 
the adsorbent of Example 42, ion exchange was made using copper acetate so that the proportion of ions of square 
planar coordination (relative to the oxygen in zeolite frame-work) in total ions coordinated became high (82%); in the 
adsorbent of Example 43. ion exchange was made using copper nitrate so that the above proportion became 43%. Inci- 
dentally, the form of ion coordination was determined by the method using ESR described in "Cu 2+ -cation location and 
reactivity in modernite and ZSM-5: e.s.r. study", A.V. Kucherov, ZEOLITES, Vol. 5 (1985). 

The above-obtained catalyst-adsorbents were subjected to aging in the same manner as in Examples 1-24 and 
Comparative Examples 1-3 and then measured for HC light-off performance and HC adsorption. HC light-off perform- 
ance was expressed as light-off performance T^ (°C), as in Examples 1-24 and Comparative Examples 1-3. With 
respect to HC adsorption, the proportion (%) of HC adsorbed was measured at temperatures of 40°C, 200°C and 
300°C, using a synthetic exhaust gas of X=0.96 (a simulated exhaust gas for the exhaust gas emitted from engine dur- 
ing cold start). The results are shown in Tables 6-7. Incidentally, the composition, etc. of the synthetic exhaust gas used 
are shown in Table 2. 



14 



6/22/06, EAST Version: 2.0.3.0 



EP 0 782 880 A1 



HC light-off 
performance, 
T50%( x:) 


CO 


rtoo-<o»o«M(neooio«)oosonoiflN<flp'Coo(Ooooo«oin 

0)eoO)ooO)0)«eOO)oooooooocOoO«Ococeoot»COiC^f*t-"N 


It 


MCMeMMNNNCMNeMNCMNC4CM CM CM CM CM CM CM CM CM CM CM CM 


HC adsorptivity 


Inlet gas temp. 
( TC) 


cd 

CO 


«— < OO CD 00)OCM(OU>OiOin(OaON(M(A^O)(ftNOCOino>N 


CD 
CD 
CM 




O 


Ot^001MNt»-Tr< y 5CSJt^U30^«COOCniflOOt , -'«*'t > ~«M1' 


Type of adsorbent (ion-containing zeolite) 


Hardness 
of 
acid 
(3) 


h w WWW 
CO WW WW 


Electro- 
negativity 


CO CM CM CM CM 
0) 09 CO 0> CO 


Amount of ion 
(% based on 
Al in 
zeolite) 


ro oo o m 

OOOOOCIMUJOiinMOWOlOOoOOOOoO^ 

~H W W •— < 

tr> ^ 


Preparation 
method 


ion exchange 

ion exchange 

ion exchange 

impregnation 

ion exchange 

impregnation 

ion exchange 

ion exchange 

impregnation 

ion exchange 

ion exchange 

ion exchange 

ion exchange 

ion exchange 

ion exchange 

impregnation 
ion exchange, ion exchange 
impregnation, impregnation 
ion exchange, impregnation 
ion exchange, ion exchange, 
ion exchange, ion exchange 


Kind 
of 
zeolite 
(2) 


0®©@©®@©©©®®®@@@®®®©®®®®®® 


Kind 
of 
ion(s) 


4 ♦ ♦ ♦ ♦ 
M M ft M ft 

♦ ♦♦♦ ♦ ♦♦♦♦♦♦ 3 "O "O HO 

♦ * ♦ ♦ ♦ 


Type 
(1) 


<<<<<<<<<<<<<<<<<<<<<<<<<< 




muiNflooiOHNn^ 1 lo to t*ooo>OiHNCo^ , intor*»o)o 





15 



6/22/06, EAST Version: 2.0.3.0 



EP0 782 880A1 



■a 



o 

C *H • 
T3 - 



U as — 



a) 

.O 

OS 

h 



4-5 -O -H O 



o 



-o « 
c <m — 
•hoc 
o 



a.. — . 



OO oO OO d oO CT* O OO C7> O oO CT> — ^ t""» co no oo os o 



csicsicNjevjcsiCNicviCNics>csicv)C^c\ic^ic^csicv*eNiesicvicviesicsiCsie^ 



WIEIDC 



hhhmWMWMWWWW 



WWmWX 



NONin 9) 0>0)0>0)NCMNNNNNN 

J^H . . . . . ....... 

OJ Ol 0S 0> O* 0> OS OS 0) 0) 09 0) 



uj 0) 0) 0) 
—J — i ~h esi O 



OO OO OO OO OO CO OO OO O ^3 O O 



C C 

<d co 



c c 

CO CO 

x: xz 

o o o o o 

X X X X X 

IU (U V V V 

c c c c c 

o o o o o 



o o o o o 

X X X X X 

QJ Q) QJ 41 Q) 

c c c c c 

o o o o o 



Q)(lttll)0)O4)0)IV0)ll)Ql 
CCCCCCCCCCBC 

2.S J.3.S 5^5353 £ 

oooooooooooo 
xxxxxxxxxxxx 



c c e e e c 
o o o o o o 



o o o o 
a$ aS S 2 



B C 

o o 



IU QJ Q> aj cu qj <u 

" " — " " US 

§ 

______ oo__,^ 

cecccccscccc 
oooooooooooo 



o o oo"§ 



'S81 



M N M f» 

•a id m u 
a- u ss o 



! .... 33352 222 ££22 

.fcjBjafejjirjuf 



♦ ♦ ♦ ♦ ♦ 



H M 

f d 3 <3 o 



<<<<<tQUQUmUQUPQOQU3mOQWCQOQW 



© 

■8 



s «. 



ty3 OS * 
C^l CO 



In Examples 25-55, various adsorbents were investigated using, as the catalyst-adsorbent structure and the cata- 
lyst kind, the type A which was used in Example 1 and which showed excellent HC light-off performance. As a result, 
when there were used adsorbents each made of zeolite containing an ion(s) (including H + type) of an elemerrt(s) having 
an electronegativity of 1.40 or more, the HC adsorptivities were good up to the catalyst light-off temperatures. When 
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there were used adsorbents each made of zeolite containing a soft or intermediate acid ion(s), particularly an ion(s) of 
16 group element(s), the HC adsorptivities at high temperatures were high. When there were used adsorbents each 
containing a second ion (e.g. Mg 2 ^ or Ca 2+ ) for higher heat resistance, the adsorptivities were even higher. When there 
were used adsorbents each containing a noble metal ion, improvement was seen also in light-off performance. 
5 In Examples 56-75, various adsorbents were combined with other types B to E (other catalyst-adsorbent structures 
and catalyst kinds). As a result, also in combination with any of the types B to E, good HC adsorptivity was obtained up 
to the catalyst light-off temperature. Excellent HC adsorptivity was obtained particularly in the type B in which part of 
the adsorbent particles was exposed on the catalyst-adsorbent layer. 

10 Examples 76-98 and Comparative Examples 4-6 

Catalyst-adsorbents each using an electrical heater (a honeycomb heater) as the monolithic carrier were prepared 
according to the following procedure and evaluated. 

A pure Fe powder, a pure Cr powder, a Fe-50 wt. % Al alloy powder, a Fe-20 wt. % B powder and a Fe-75 wt.% Si 

is powder were compounded so as to give a composition of Fe-20Cr-5AI-1Si-0.05B (wt. %). Thereto were added an 
organic binder (methyl cellulose), an antioxidant (oleic acid) and water to prepare a readily formable bullet. The bullet 
was subjected to extrusion to obtain a honeycomb comprising square cells. The honeycomb was dried and then fired 
at 1 ,350°C in a H 2 atmosphere to obtain honeycomb structures each having an outside diameter of 90 mm, a length of 
40 mm, a rib thickness of 4 mil (1 02 urn) and a cell density of 400 cpi 2 (62 cells/cm 2 ). 

20 As shown in Fig. 2, each honeycomb structure was provided, on the side wall 10, with two electrodes 1 1 . As also 
shown in Fig. 2, six slits 12 each having a length of 70 mm (the two outermost slits each had a length of 50 mm) were 
formed in each honeycomb structure so that they were parallel to the passage axial direction and the number of cells 
between the two adjacent slits became 7 (about 1 0 mm). Further, the circumferential portion 1 3 of each slit 1 2 was filled 
with an inorganic adhesive made of heat-resistant Zr0 2 , to form an insulation portion. Thus, honeycomb heaters 14 

25 were produced. 

On each honeycomb heater was (were) formed a layer(s) in the same manner as in Examples 1-24 and Compar- 
ative Examples 1-3, to obtain catalyst-adsorbents of Examples 76-98 and Comparative Examples 4-6 shown in Tables 
8-10. 

Each of the catalyst-adsorbents obtained above was placed just before a commercially available three-way catalyst 
30 [volume = 0.6 t\ outside diameter = 3.66 in. (93 mm); rib thickness = 6 mil (152 urn); cell density = 400 cpi 2 (62 
cells/cm 2 ); Pt-Rh loaded on a cordierite carrier], and aged in the same manner as in Examples 1-24 and Comparative 
Examples 1-3. The resulting catalyst-adsorbent was mounted in a car with an in-line four-cylinder engine of 2,000 cc 
displacement, and subjected to the FTP test. In this test, the catalyst-adsorbent was mounted at a manifold position 
which was 350 mm distant from the engine exhaust port. Also at a position 1 ,200 mm distant from the engine exhaust 
35 port, there was mounted a 1 .3-/ commercially available three-way catalyst which had been aged in the same manner 
as above. The heater (the monolithic carrier of the catalyst-adsorbent) was electrified by an electric power of 2 kW for 
30 seconds after the engine start. Secondary air was introduced at a position 100 mm before the catalyst-adsorbent at 
a rate of 160 /7min for 100 seconds after the engine start to maintain an atmosphere of X=1.0-1.3. The results of the 
FTP test are shown in Tables 8-1 0. 

40 

Example 99 

The same catalyst-adsorbent as used in Example 86 was aged in the same manner as in Examples 76-98 and 
Comparative Examples 4-6 and then subjected to the FTP test. However, no secondary air was introduced; instead, the 
45 amount of combustion air was detected using a mass flow sensor and the exhaust gas composition was shifted to a 
lean side for 100 seconds after the engine start During this period, the exhaust gas was at X=1 .0-1.05. The results of 
the FTP test are shown in Table 1 1 . 

Example 100 

50 

The same catalyst-adsorbent as used in Example 86 was aged in the same manner as in Examples 76-98 and 
Comparative Examples 4-6 and then subjected to the FTP test However, neither secondary air Introduction nor exhaust 
gas shifting to lean side was conducted, and an ordinary driving operation was employed. The results of the FTP test 
are shown in Table 11. 
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10 

As is clear from Tables 8-1 1 , the catalyst-adsorbents of Examples 76-100 all of the present invention, as compared 
with that of Comparative Example 4 containing no adsorbent, that of Comparative Example 5 containing no catalyst and 
that of Comparative Example 6 containing catalyst particles each comprising a heat-resistant inorganic oxide and less 
is than 2% by weight, based on the inorganic oxide, of Pd loaded thereon, showed excellent purification abilities to all 
harmful components of CO, HC and NOx and showed particularly striking effects in HC purification. Further, introduc- 
tion of secondary air and regulation of amounts of combustion air and fuel were effective for purification of CO and HC. 

As described above, the catalyst-adsorbent of the present invention can effectively purify harmful substances 
present in exhaust gases, particularly HC generated in a large amount during the cold start of engine. 

20 

Claims 

1. A catalyst-adsorbent for purification of exhaust gases, comprising a monolithic carrier and a catalyst-adsorbent 
layer formed thereon, the catalyst-adsorbent layer comprising a catalyst for reduction of the carbon monoxide, 

25 hydrocarbons and nitrogen oxides emitted from internal combustion engines and an adsorbent for reduction of the 
hydrocarbons emitted during the cold start of said engines, the catalyst being composed mainly of catalyst particles 
each comprising a heat-resistant inorganic oxide and at least one noble metal selected from Pt, Pd and Rh, loaded 
thereon, the catalyst containing at least catalyst particles each comprising a heat-resistant inorganic oxide and 2- 
30% by weight, based on said oxide, of Pd loaded thereon, the adsorbent comprising adsorbent particles com- 

30 posed mainly of zeolite. 

2. A catalyst-adsorbent according to Claim 1 , wherein at least part of the catalyst particles each comprising a heat- 
resistant inorganic oxide and 2-30% by weight, based on said oxide, of Pd loaded thereon is present in the portion 
of the catalyst-adsorbent layer ranging from the surface to the midpoint of the thickness. 

35 

3. A catalyst-adsorbent according to Claim 1 or 2, wherein at least part of the catalyst particles each comprising a 
heat-resistant inorganic oxide and 2-30% by weight, based on said oxide, of Pd loaded thereon is exposed at the 
surface of the catalyst-adsorbent layer. 

40 4. A catalyst-adsorbent according to any of Claims 1 -3, wherein the catalyst particles each comprising a heat-resist- 
ant inorganic oxide and 2-30% by weight, based on said oxide, of Pd loaded thereon contain Pd as an only noble 
metal. 

5. A catalyst-adsorbent according to any of Claims 1-4, wherein the heat-resistant inorganic oxide comprises active 
45 alumina and/or zirconia. 

6. A catalyst-adsorbent according to any of Claims 1-5, wherein a rare earth element oxide, a compound oxide of rare 
earth element oxides, or a compound oxide of a rare earth element oxide and zirconia is added to the heat-resistant 
inorganic oxide. 

so 

7. A catalyst-adsorbent according to any of Claims 1 -6, wherein the catalyst-adsorbent layer has, on the surface, a Pd 
surface layer containing, as the catalyst particles, only those catalyst particles each comprising a heat-resistant 
inorganic oxide and 2-30% by weight, based on said oxide, of Pd loaded thereon as an only noble metal. 

55 8. A catalyst-adsorbent according to any of Claims 1 -7, wherein the catalyst contains, as the catalyst particles, only 
those catalyst particles each comprising a heat-resistant inorganic oxide and 2-30% by weight, based on said 
oxide, of Pd loaded thereon as an only noble metal. 

9. A catalyst-adsorbent according to any of Claims 1-8, wherein the content of Pd in the catalyst is 10-700 g per ft 3 of 
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the catalyst-adsorbent (0.35-24.72 g per liter). 

10. A catalyst-adsorbent according to any of Claims 1-8, wherein the content of Pd in the catalyst is 70-250 g per ft 3 of 
the catalyst-adsorbent (2.47-8.83 g per liter). 

11. A catalyst-adsorbent according to any of Claims 1-10, wherein the Si0 2 /Al 2 0 3 molar ratio of the zeolite is 40 or 
more. 

12. A catalyst-adsorbent according to any of Claims 1-11, wherein the kind of the zeolite is any of ZSM-5, USY and p- 
zeolite. 

13. A catalyst-adsorbent according to any of Claims 1-12, wherein the zeolite contains an ion of at least one element 
having an electronegativity of 1 .40 or more. 

14. A catalyst-adsorbent according to any of Claims 1-12, wherein the zeolite contains an ion of at least one soft acid 
or an intermediate acid having an electronegativity of 1 .40 or more. 

1 5. A catalyst-adsorbent according to any of Claims 1 -1 2, wherein the zeolite contains an ion of at least one I B element 
of periodic table, selected from Cu, Ag and Au. 

16. A catalyst-adsorbent according to any of Claims 13-15, wherein the ion(s) has (have) square planar coordination 
to the oxygen in zeolite framework. 

1 7. A catalyst-adsorbent according to any of Claims 1 3-1 6, wherein the ion content in zeolite is 20% by weight or more 
based on the AJ atoms in zeolite. 

18. A catalyst-adsorbent according to any of Claims 13-17, wherein the zeolite further contains at least one ion 
selected from the ions of Mg, Ca, Sr, Ba, Y t La, Ti, Ce, Mn, Fe, Cr, Ni and Zn. 

19. A catalyst-adsorbent according to any of Claims 1-18, wherein the zeolite contains at least one noble metal. 

20. A catalyst-adsorbent according to Claim 19, wherein the content of noble metal in zeolite is 5-200 g per ft 3 of the 
catalyst-adsorbent (0.18-7.07 g per liter). 

21. A catalyst-adsorbent according to Claim 19, wherein the content of noble metal in zeolite is 5-60 g per ft 3 of the 
catalyst-adsorbent (0.18-2.12 g per liter). 

22. A catalyst-adsorbent according to any of Claims 1-21, wherein the thickness of the catalyst-adsorbent layer is 20- 
150 jim. 

23. A catalyst-adsorbent according to any of Claims 1-7 and 9-22, wherein the concentration of Rh is 0.2-2.5% by 
weight based on the heat-resistant inorganic oxide. 

24. A catalyst-adsorbent according to any of Claims 1-7 and 9-23, wherein the concentration of Pt is 0.2-2.5% by 
weight based on the heat-resistant inorganic oxide. 

25. A catalyst-adsorbent according to any of Claims 1-24, wherein the monolithic carrier is made of a heat-resistant 
inorganic substance and has a honeycomb structure. 

26. A catalyst-adsorbent according to any of Claims 1-24, wherein the monolithic carrier has a honeycomb structure, 
is provided with electrodes, and can generate heat when electrified. 

27. A catalyst-adsorbent according to Claim 26, wherein the monolithic carrier having a honeycomb structure has a 
resistance-adjusting means between the electrodes. 

28. A method for purification of exhaust gases, which comprises providing a catalyst-adsorbent in an exhaust gas sys- 
tem of internal combustion engine and conducting exhaust gas purification while introducing secondary air into the 
exhaust gas system at a site upstream of the catalyst-adsorbent for a certain length of time during the cold start of 
the engine, in which the catalyst-adsorbent comprises a monolithic carrier and a catalyst-adsorbent layer formed 
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thereon, the catalyst-adsorbent layer comprising a catalyst for reduction of the carton monoxide, hydrocarbons and 
nitrogen oxides emitted from internal combustion engines and an adsorbent for reduction of the hydrocarbons emit- 
ted during the cold start of said engines, the catalyst being composed mainly of catalyst particles each comprising 
a heat-resistant inorganic oxide and at least one noble metal selected from Pt, Pd and Rh, loaded thereon, the cat- 
alyst containing at least catalyst particles each comprising a heat-resistant inorganic oxide and 2-30% by weight, 
based on said oxide, of Pd loaded thereon, the adsorbent comprising adsorbent particles composed mainly of zeo- 
lite. 

29. A method according to Claim 28, wherein secondary air is introduced into the exhaust gas system fa a certain 
length of time during the cold start of the engine to shift the composition of the exhaust gas to a lean side. 

30. A method for purification of exhaust gases, which comprises providing a catalyst-adsorbent in an exhaust gas sys- 
tem of internal combustion engine and conducting exhaust gas purification while regulating amounts of combustion 
air and fuel for a certain length of time during the cold start of the engine to shift the composition of the exhaust gas 
to a lean side, in which method the catalyst-adsorbent comprises a monolithic carrier and a catalyst-adsorbent 
layer formed thereon, the catalyst-adsorbent layer comprising a catalyst for reduction of the carbon monoxide, 
hydrocarbons and nitrogen oxides emitted from internal combustion engines and an adsorbent for reduction of the 
hydrocarbons emitted during the cold start of said engines, the catalyst being composed mainly of catalyst particles 
each comprising a heat-resistant inorganic oxide and at least one noble metal selected from Pt, Pd and Rh, loaded 
thereon, the catalyst containing at least catalyst particles each comprising a heat-resistant inorganic oxide and 2- 
30% by weight, based on said oxide, of Pd loaded thereon, the adsorbent comprising adsorbent particles com- 
posed mainly of zeolite. 

31. A method according to any of Claims 28-30, wherein the monolithic carrier is made of a heat-resistant inorganic 
substance and has a honeycomb structure. 

32. A method according to Claim 28 or 29, wherein the monolithic carrier has a honeycomb structure, is provided with 
electrodes, and can generate heat by electrification with the introduction of secondary air. 

33. A method according to Claim 30, wherein the monolithic carrier has a honeycomb structure, is provided with elec- 
trodes, and can generate heat by electrification with the regulation of amounts of combustion air and fuel. 

34. A method according to Claim 32 or 33, wherein the monolithic carrier having a honeycomb structure has a resist- 
ance-adjusting means between the electrodes. 
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